X-Ray Crystallography
Single crystals of compound 3a were obtained by diffusion of n-pentane into a solution of 3a in CHCl 3 .
Some single crystals of C 26 H 20 N 4 were transferred into inert oil (Fomblin Y, 1600 cst, Sigma Aldrich GmbH, Steinheim, Germany). A suitable crystal was then mounted onto a micromount sample holder (MiTeGen, Dual-Thickness MicroMounts, 100 μm) and immediately placed into a stream of cold N 2 (100K) inside the diffractometer (Bruker D8 Venture, Bruker, Karlsruhe, Germany). Mo-Kα-radiation (λ = 71.073 pm) from an Incoatec microsource was used. After unit cell determination, the reflection intensities were collected. The software of the diffractometer (Bruker Apex III) [1] was used for data collection, unit cell determination and processing of the raw data. Absorption correction was applied using SADABS. [2] The structure was solved by intrinsic phasing using SHELXT [3] , full matrix least squares refinement on |F²| using SHELXL-2014/7 [4] as implemented in the Olex2 program [5] was used for structure refinement.
All non-hydrogen atoms could be refined with anisotropic displacement parameters. All hydrogen atoms were refined using AFIX codes of ShelXL-2014. The program Diamond was used for graphical representations [6] . The CCDC reference number is 1535008. Table S1 . Crystal data and structure refinement data of compound C 26 H 20 N 4 for the X-Ray measurement at 100 K. Table S2 . Fractional atomic coordinates and equivalent isotropic displacement parameters (pm 2 x 10 -1 ) for the X-Ray measurement at 100 K. U eq is defined as one third of the trace of the orthogonalized U ij tensor. 
Computational Data
Computational studies were performed on a B3LYP-D3 level using a 6-311G(d,p) basis set. [7] [8] [9] [10] [11] In addition, the opt=tight and int=ultrafine keywords and the IEFPCM solvent model (THF) were applied. The absence of negative frequencies in ground state and the presence of one imaginary frequency in transition state computations was checked for every optimized geometry.
Geometries (THF)
(Z,Z) (E,Z) XYZ coordinates XYZ coordinates C 2.5774990000 -1.2791390000 -1.0014310000 C 1.4666380000 -2.1083000000 -1.0121870000 C 1.2597370000 -3.0572370000 -0.0013210000 C 2.2278390000 -3.1868810000 0.9971490000 C 3.3681390000 -2.3863090000 0.9980520000 C 3.5227870000 -1.3993460000 0.0259140000 H 2.7144220000 -0.5382040000 -1.7785810000 H 0.7313860000 -2.0023950000 -1.8024920000 H 2.0937920000 -3.9238580000 1.7815470000 H 4.1257870000 -2.4979650000 1.7649110000 C -0.0000040000 -3.9031170000 0.0000110000 H -0.0053460000 -4.5574510000 -0.8770440000 H 0.0053380000 -4.5574400000 0.8770730000 C -1.2597450000 -3.0572370000 0.0013320000 C -2.2278380000 -3.1868790000 -0.9971470000 C -1.4666530000 -2.1082990000 1.0121950000 C -3.3681370000 -2.3863040000 -0.9980600000 H -2.0937860000 -3.9238570000 -1.7815430000 C -2.5775120000 -1.2791360000 1.0014300000 H -0.7314080000 -2.0023960000 1.8025070000 C -3.5227910000 -1.3993410000 -0.0259230000 H -4.1257780000 -2.4979590000 -1.7649260000 H -2.7144400000 -0.5382000000 1.7785790000 N 4.7303580000 -0.6213720000 0.0512190000 N 4.7303590000 0.6213640000 -0.0512380000 C 3.5227910000 1.3993420000 -0.0259220000 C 3.3681370000 2.3863040000 -0.9980590000 C 2.5775120000 
IRC (gas phase)
IRC paths were computed in the gas phase on a B3LYP-D3 level, using a 6-311G(d,p) basis set and irc=tight and int=ultrafine keywords. . IRC path (total energy in Hartree) for the (E,Z) to (E,E) isomerization.
